32 



CLAIMS 



1. Composition for the oxidaftion dyeing of 



keratin fibres, and in particular of 



iman keratin 



5 fibres such as the hair, characterised in that it 
comprises, in a medium which is si^Ltable for dyeing 

- at least, one oxidation base, 

- as direct dye, at least one 2^-aminopyridine 



10 



derivative chosen from the Compounds of formula (I) 
below : 



N=£N 



(I) 



r: 



B 



R3 



in which: 



- B represents a group of formula (la) 'or (lb) below 



N 



O 



(la) 



N 



(lb) 



15 - R represents a C1-C4 alkyl radical; 



— Ri~ represents— a— hydrogen-~or-~ha"l"ogen atom such as 



chlorine,/ bromine or fluorine;, or a C1-C4 alkyl or 
C1-C4 alkoxy radical; 
- R 2 represents a hydrogen atom or a Ci-C 4 alkyl or C1-C4 
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alkoxy radical; 



R 4 represents a hydrogen or halogen ^tom such as 
chlorine, bromine or fluorine, or i Ci-C 4 alkyl, 
nitro, amino or (C3.-C4) acylamino /radical ; 
R 3 represents a hydrogen atom ar else R 4 and R 3 
together form a 6-membered unsaturated ring bearing a 
hydroxyl substituent chelated with one of the 
nitrogen atoms of the azo/double bond; 

A represents a residue -yNR 5 R 6 in which R 5 represents a 
hydrogen atom or- a Ci-c£ alkyl, C1-C4 monohydroxy alkyl 
or C 2 -C 4 polyhydroxyal/kyl radical; R 6 represents a 
hydrogen atom, a/CiHC 4 alkyl, C1-C4 monohydroxyalkyl or 
C2-C4 polyhydroxyaPKyl radical, a phenyl ring or a 



-CH 2 -S0 3 Na radica\ 
X" represents a 



tnoMalent or divalent anion and is 



preferably chosen rram a halogen atom such as 
chlorine, bromine, fluorine or iodine, a hydroxide, a 
hydrogen sulphate or a (Cx-Ce) alkyl sulphate such as, 
for example/ a methyl sulphate or an ethyl sulphate, 
and 



at least one coupler chosen from the meta-aminophenol 
derivatives of formula (II) below, and the addition 



salts thereof with an acid: 

OH 

FV 1 .R\ 




(ID 



n wHich: 



4 



r 
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- R 7 represents a hydrogen atom or a Ct/c 4 alkyl, C1-C4 
monohydroxyalkyl , C 2 -C 4 polyhydrox^lkyl or C1-C4 
monoaminoalkyl radical ; 

- R 8 represents a hydrogen atom, A C1-C4 alkyl or C1-C4 
5 alkoxy radical or a halogen aiom chosen from 

chlorine, bromine and fluori/ne, 

- R 9 and R'g, which may be identical or different, 
represent a hydrogen, or halogen atom or a C3.-C4 alkyl, 
C1-C4 alkoxy, C1-C4 monohydroxyalkyl , C 2 -C 4 

10 polyhydroxyalkyl , Cii-CV monohydroxyalkoxy or C 2 -C 4 
polyhydroxyalkoxy/ raWical ,- 
it being understoodrtMapt at least one of the radicals 
R 7/ R 8/ R9 and R'g isVothpr than a hydrogen atom. 

2. Composition according to Claim 1, 
15 characterized in tnat the oxidation base(s) is (are) 

chosen from para-yphenylenediamines , double bases, para- 
aminophenols , ortho-aminophenols and heterocyclic 
oxidation bases. 



Composition according to Claim 2, 
20 characterized/ in that the para-phenylenediamines are 
chosen from /the compounds of formula (III) below, and 



the additic/n salts thereof with an acid 




(III) 



in which: 
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I : it 
■ — .r 



I 1 ; % 
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- Rio represents a hydrogen atom or a/Ci-C 4 alkyl 
radical, Ci-C 4 monohydroxy alkyl radical, C 2 -C 4 
poly hydroxy alkyl radical , (Ci-c/) alkoxy (Ci-C 4 ) alkyl 
radical, C a -C 4 alkyl radical substituted with a 
nitrogenous group, phenyl oy 4 ' -aminophenyl ; 

- Rn represents a hydrogen a/tom or a C;l-C 4 alkyl 
radical, Ci-C 4 monohydroxyalkyl radical, C 2 -C 4 
polyhydroxyalkyl radical, (Ci-C 4 ) alkoxy (C;l-C 4 ) alkyl 
radical or Ci-C 4 alkyl /radical substituted with a 
ni t rogenous group ; 

- R 12 represents a hydrogen atom, a halogen atom such as 
a chlorine, bronmne, iodine or fluorine atom, or a 



3 : : 
tff - 



I! 



Ci-C 4 alkyl radio 
C1-C4 hydroxyarkoi 



C1-C4 inonohydroxyalkyl radical, 

al , acetylamino (Ci-C 4 ) alkoxy, 



15 tnesylamino (Ci-C 4 /Kal]\oxy or carbamoylamino (C1-C4) alkoxy 
radical , 

- R13 represents/a hydrogen or halogen atom or a Ci-C 4 
alkyl radica]/. 

4, /Composition according to Claim 3, 
20 characterized/ in that the para-phenylenediamines of 
formula (III/ are chosen from para-phenylenediamine, 



para- tolylenediamine , 2 -chloro-para-phenylenediamine , 
2 , 3 -dimethyl -para-phenylenediamine, 2 , 6 -dimethyl -para- 
phenylenediamine , 2 , 6 -diethyl -para-phenylenediamine , 
25 2 , 5-dimethyl -para-phenylenediamine , N,N-dimethyl-para- 
phenylenealiamine , N, N-diethyl -para-phenylenediamine , 
N, N-dipropyl -para-phenylenediamine , 4 -amino-N, N- 
diethyl -i - methyl ani 1 ine , N, N-bis (p-hydroxyethyl ) -para- 



\ 



phenylenediamine , 4 -N, N-bis (P-hydrczJxy ethyl) amino-2 - 



methylaniline , 4 -N, N-bis (P -hydroxy ethyl ) amino-2 - 
chloroaniline , 2 -p-hydroxyethy]: -para -phenylenediamine , 
2 - f luoro-para-phenylenediaminfe , 2 - isopropyl -para- 
phenylenediamine, N- (p-hydiyoxypropyl ) -para- 



phenylenediamine 
phenylenediamine 
phenylenediamine 
phenylenediamine 



phenyl enediamin 
phenyl enedi ami r/e 
2 - P -hydroxy et hi 
2 -p -acetyl amino! 



2 -hydroxymethyl -para- 
N, N-di^rnethyl -3 -methyl -para- 
N- ethyl -N- (P -hydroxy ethyl) -para- 
N- (p , y-dihydroxypropyl) -para- 
N-/(4' -amihophenyl). -para- 

phenyl-para-phenylenediamine , ■ 
lo^/$^para-phenylenediamine , 

loxy-para-phenylenediamine and N- (P 



methoxyethyl ) -pa/ra-\phenylenediamine , and the addition 



salts thereof wit! 



.n acid. 



Composition according to Claim 2, 
characterized/ in that the double bases are chosen from 
the compounds of formula (IV) below, and the addition 
salts thereof with an acid: 



k 14 



nr 18 r 19 




do 



in which: 



id Z 2 , which may be identical or different, 



represent a hydroxyl. or -NH 2 radical which can be 



substituted with a Ci-C 4 alkyl rad/Lcal or with a 
linker arm Y; 

- the linker arm Y represents a l/inear or branched 
alkylene chain comprising from 1 to 14 carbon atcpms, 
which can be interrupted or /terminated with one or 
more nitrogenous groups and/or with one or more 
hetero atoms such as oxyoen, sulphur or nitrogen 
atoms, and optionally substituted with one or more 
hydroxyl or Ci-C 6 alkox*y radicals; 

- R14 and R15 represent a hydrogen or halogen atom, a 
C1-C4 alkyl radicalV\/Ci-C 4 monohydroxy alkyl radical, 
C 2 -C 4 polyhydrox4alkbl radical/or C1-C4 .aminoalkyl 



radical or a lin^ 



- Rl6 Rl7 / Rl8 / ^19/ 



.nd R 2 i, which may be identical 



or different, represent a hydrogen atom, a linker arm 

Y or a Ci-C 4 alkyl radical; 
it being understood that the compounds of formula (IV) 
comprise only one linker arm Y per molecule. 

6. /Composition according to Claim 5, 
characterized /in that the double bases of formula (IV) 
are chosen from N, N' -bis (p -hydroxy ethyl ) -N, N' -bis (4 ' - 



aminophenyl )/-l, 3 -diaminopropanol , N, N' -bis (P~ 
hydroxyethyzl) -N, N' -bis (4' -aminophenyl ) ethylenediamine , 
N,N' -bis (4 /aminophenyl ) tetramethylenediamine , N, N' - 
bis (P -hydroxy ethyl ) -N, N' -bis (4 -aminophenyl ) 
tetramethylenediamine , N, N' -bis (4 - 



methylam/Lnophenyl ) tetramethylenediamine, N,N' - 



t 



bis (eth^l) -N,N' -bis (4 ' - amino- 3 ' - 
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methylphenyl ) ethylenediamine and 1, 8 -bis (2,5- 

diaminophenoxy) -3 , 5 -dioxaoctane , and the addition salts 

thereof with an acid. 

7. Composition according to Claim 2, 

characterized in that para-aminoptyenols are chosen from 

the compounds of formula (V) bel^w, and the addition 

salts thereof with an acid: 

OH 



in which: 



- R 22 represents a 
alkyl, Ci-C 4 mono 



(d-C 4 ) alkoxy (Ci-C 4 



hydroxy (C1-C4) alk 




ogen atom or a Ci-C 



1, C1-C4 aminoalkyl or 
(C1-C4) alkyl radical , 



- R 2 3 represents a /hydrogen or halogen atom or .a C1-C4 
alkyl, C1-C4 mortohydroxy alkyl , C 2 -C 4 polyhydroxyalkyl , 
d-C 4 aminoalkyl, cyano (C1-C4) alkyl or 
(C1-C4) alkoxy yCi-C 4 ) alkyl radical , 

it being understood that at least one of the radicals 



R22 and R 2 3 represents a hydrogen atom. 

8./ Composition according to Claim 7, 
characterized in that the para-aminophenols of formula 
(V) are chqsen from para-aminophenol , 4 -amino- 3- 
methylphenol , 4 -amino-3 - f luorophenol , 4 -amino-3 - 
hydroxymeuhyl phenol , 4 —amino- 2 -methylphenol , 4 -amino- 2 - 



hydroxymethyl phenol , 4 -amino- 2 -methoxymethylphenol , 



4 - ami no - 2 - ami nome t hy 1 pheno 1 , 4 - ami no - 2/ ( P - 
hydroxyethylaminomethyl) phenol and 4/ ami no- 2 - 
f luorophenol , and the addition sales thereof with an 
acid. / 

9. Composition according to Claim 2, 
characterized in that the ortiio- aminophenol s are chosen 
from 2 -aminophenol , 2 - amino /s -methyl phenol , 2 -amino- 6 - 
methylphenol and 5 -acetamiao-2 -aminophenol , and the 
addition salts thereof wifth an acid. 

10. Composit/on according to Claim 2, 
characterized in that the heterocyclic oxidation bases 
are chosen from b^idrine derivatives, pyrimidine 
derivatives and pymzole derivatives, and the addition 
salts thereof witW anx^id^/ 

11. Composytion according to any one of the 
preceding claims/, characterized in that the oxidation 
base(s) represent (s) from 0.0005 to 12% by weight 
relative to ttte total weight of the dye composition. 

12/ Composition according to Claim 11, 
characterized in that the oxidation base(s) represent (s) 
from 0.005 /to 6% by weight relative to the total weight 
of the dye composition. 

/ 13. Composition according to any one of the 
preceding claims, characterized in that the 3- 
aminopyridine derivative (s) of formula (I) is (are) 
chosen/ from : 

- 4 ' -dimethylaminobenzene- 1 ' -azo- 1 -methyl -3 -pyridinium 
metriosulphate of formula: 
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4 ' -dirnethylamino-2 ' -nitrobenzene- 1 ' -azo-l-methyl-3 
pyridinium methosulphate of formula: 




;h 



3 ,ch 3 so 4 



dimethylaminobenzeneVi ' -azo-1 , 6-dimethyl-3 - 

idinium methosulphajte of formula: 

CH, 



N 




CH 



3 ,CH 3 S0 4 



H 3 C 



N 



CH. 



-aminobenzene- 1 ' -azo- 3 -pyridine N-oxide of formula 




dimethyl aminobenzene- 1 ' -azo-3 -pyridine N-oxide of 



r 
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4 ' -N, N-bis {(5-hydroxyethy2. ) aminobenzene-l ' -azo- 3 - 



pyridine N-oxide of formula: 



CH 2 CH 2 OH 



CH 2 CH 2 OH 




4' -dimethylamf no-2 ' -methylbenzene-1 ' -azo-l-ethyl 

pyridinium et/hosulphate of formula: 

CR 



3 ,C 2 H 5 S0 4 



4 ' -diethyl amino -2 ' -methylbenzene-1 ' -azo- 1 - butyl 
pyridinium bromide of formula: 




methosulphate of formula: 



- 2 ' -acetylamino-4 ' -dimetnylaminobenzene-1 ' -azo-1- 

ethyl -3 -pyridinium ethpsulphate of formula: 

CH. 




, CH 3 SQ 4 



3 ,C 2 H 5 S0 4 



- 2' , 4 ' -diamino-75 ' -met hoxybenzene - 1 ' -azo- 1 -methyl -3 

pyridinium me^:hosulphate of formula: 

OCH 



, CH 3 SQ 4 



and 

- 2 ' -arj'ino-4 ' -dimethylaminobenzene-l ' -azo- 1 -methyl - 
pyridinium methosulphate of formula: 
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CH 






NH. 



N 



H 



3 ,CH 3 S0 4 



• ."Ft: 



• - c 



14 . Composition according to any one of the 
preceding claims, characterized in that the 3 -amino- 
pyridine derivative (s) /of formula (I) represent (s) from 
5 0.001 to 10% by weighf relative to the total weight of 
the dye compos i£a- i>n .j 



15 . 



characterized din 



Composition according to Claim 14, 



the 3 -aminopyridine derivative (s ) 



of formula (I) Wp resent (s)/from 0.01 to 5% by weight 
10 relative to the /usQtal weight of the dye composition. 

Composition according to any one of the 
preceding claims, characterized in that the meta- 
aminophenol derivatives of formula (II) are chosen from 
5 -amino-2 -methoxyphenol , 5 -amino- 2- (p- 
15 hydroxyethmoxy) phenol , 5 -amino- 2 -methylphenol , 5-N- (£- 



hydroxyetlwl ) amino-2 -methylphenol , 5-N- (P~ 
hydr oxy e t ny 1 ) ami no - 4 - me t hoxy - 2 - me t hy 1 pheno 1 , 5 - ami no - 4 - 
methoxy- 2 -methylphenol , 5 -amino -4 -chloro-2 - 
methylpttenol , 5 -amino-2 , 4 -dimethoxyphenol , 5- (y- 
2 0 hydr ox)A)r opy 1 ami no ) -2 -methylphenol , 3 -amino-2 -chloro- 6- 



methylphenol , 3 -amino- 6 -chlorophenol and 3- (|3- 
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aminoethyl) amino- 6 -chlorophenol , and the addition salts 
thereof with an acid. / 

17 . Composition according tof any one of the 
preceding claims, characterized in that the meta- 

5 aminophenol derivative (s) of formula (II) represent (s) 
from 0,0001 to 10% by weight relative to the total 
weight of the dye composition. / 

18. Composition according to Claim 17, 
characterized in that the me^ a -aminophenol derivative (s) 
of formula (II) representee) from 0.005 to 5% by weight 
relative to the total we/ght of the dye composition. 

19. Comport tyi on according to any one of the 
preceding claims, ahaoaacterized/in that it contains one 
or more couplers onherlyian tne me t a - aminophenol 
derivatives of formula! (II) as defined in Claim 1 
and/or one or more; d\rect dyes other than the 
3 -aminopyridine derivatives of formula (I) as. defined 
in Claim 1 . / 

20. / Composition according to any one of the 
2 0 preceding claims, characterized in that the addition 

salts with an acid are chosen from the hydrochlorides, 
hydrobromides , sulphates, tartrates, lactates and 
acetates./ 

/ 21. Composition according to any one of the 
2 5 preceding claims, characterized in that the medium which 
is suitable for dyeing consists of water or of a 
mixture of water and at least one organic solvent. 
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22 . Composition according to any one of the 



preceding claims, characterized in that 
between 3 and 12 . 



has a pH of 



23. Process for dyeing keratin fibres, and 
5 in particular human keratin fibres /such as the hair, 
characterized in that at least one dye composition as 
defined in any one of Claims 1 tzo 22 is applied to the 
said fibres, the colour being yaeveloped at acidic, 
neutral or alkaline pH with the aid of an oxidizing 
10 agent which is added to the' dye composition only at the 
time of use, or which is Wresent in an oxidizing 



composition that is ajfpl 
sequentially. 



simultaneously or 



24. Process Nacaording to Claim 23, 
characterized in that the^oxidizing agent present in the 
oxidizing compos iti/on is chosen from hydrogen peroxide, 
urea peroxide, alkali metal bromates, persalts such as 
perborates, perc^arbonates and persulphates , peracids 
and enzymes . 

25. / Mul t i - compartment dyeing device or 
multi- compartment dyeing "kit", a first compartment of 



which contains a dye composition as defined in any one 
of Claims A to 22 and a second compartment of which 
contains /an oxidizing composition. 




